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We have completed* a study on the solution thermolysis of a series of 
pyrazineethanols. The reactions kinetics were followed by n.m.r. and rate 
constants, at 170°C in diglyrae-dm, were measured. The results shown in the 
table indicate a significant steric effect for methyl substituants at the a- 
and B _ positions. Preliminary MOMM calculations gave good correlation 
between steric strain release and rate constants 2 . 
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We continue our work in the area of coumarin substitutes. It has 
been suggested that a carbonate and an cc, B-unsaturated ester may have 
similar odor properties. Indeed, carbonate I was synthesized and its odor 
properties were found to be very similar to that of methyl cinnamate (II). 


Source: https://www.industrydocuments.ucsf.edu/docs/jxgmOOOO 
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The above observation was extended to the area of eoumarin 
substitutes. Treatment of the diol III with phosgene gave the desired' 
carbonate IV. The latter has an aroma very similar to that of eoumarin 3 . 



Several new 0-hydroxy esters were prepared by reacting the 
required enolate anion of an ester with either benza 1dehyde or 
acetophenone'*. The following compounds were obtained, each as a mixture of 
diastereomers which was separated by LC. This completes the synthesis of 18 
different B-hydroxy esters which will be tested for steric effects in their 
thermolysis. 
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An attempt to react the enolate anion of methyl 2-methylbutyrate 
with isobutyrophernone gave the corresponding propiolactone instead of the 
expected 3-hydroxy ester. This unusual behavior is now under 
investigation 1 *. 

A novel extension of a known pyrrole synthesis from the reaction 
of diethyl aminomalonate and 1,3~diketones to that of diethyl aminomalonate 
with' either malondialdehydes or 0-chlorovInylaldehydes was explored. 
Several pyrrole derivatives were prepared via these new routes and will be 
tested as potential flavorants 5 . Some of these pyrroles are believed' to be 
present in smoke 5 . 


Source: https://www.industrydocuments.ucsf.edu/docs/jxgmOOOO 
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Using the refined MOMM parameters, we have recalculated, 
reanalyzed, and now finalized! the steric effect parameters for congestion at 
the nitrogen atom of pyridines, pyrazines and other aza heterocycles. An 
excellent correlation was obtained between these steric parameters and 
experimental kinetics data. The musk-like character of several odorants 
(ArCOR, where R - H, Me, Et, i-Pr) correlates with the steric energy model 
derived from the above methodology 2 . 

Together with Dr. A. Kassman, we have developed a mathematical 
relationship which describes the kinetics of the process of warehouse filler 
treatment with phosphine. Gomparison of this mathematical expression with' 
experimental data indicates that phosphine does diffuse out of the 
polyethylene "containers" and the time it takes for this diffusion to occur 
can now be predicted 2 . 

Odor profiling for a series of coumarin analogues, including the 
two thio-coumarins recently prepared, has been completed. Analysis of the 
data enables us to determine which compound may be the best substitute for 
coumarin*. 


Analysis 7 of fatty acids in different types of Oriental tobaccos 
has been carried out in order to determine the quality of the Oriental 
tobacco. The results suggest that the ratio of 2-methylbutyric acid to 3“ 
methylvaleric acid may be one parameter that can be used to determine 
Oriental tobacco quality*. Other parameters could be relative 
concentrations of sclaral and abienol. 


Preliminary odor evaluation of precook samples suggests that it 
may be possible to screen for acceptability by using this method*. 
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